General Procedures Optimised Procedure 1: PS (DP800) Optimised ligand concentration
Styrene (4 mL or 3.64 g, 800 equiv.), pre-activated copper wire (5 cm), methyl-α-bromopropionate (6.9 µL or 9.96 mg, 1 equiv.), CuBr 2 via a stock solution (0.49 mg, 0.05 equiv.) and IPA (4 mL) were added to a septum sealed vial. The copper wire was wrapped around the stirrer bar and the mixture was subsequently deoxygenated by bubbling with nitrogen for 20 min. PMDETA (6.4 µL, 0.72 equiv.) was then introduced in the vial via a gastight syringe and the polymerisation was allowed to commence at 60 ˚C for 36 h. Samples were taken periodically under a nitrogen blanket and passed through a short column of neutral alumina to remove dissolved copper salts prior to analysis by 1 H NMR and SEC.
Optimised Procedure 2: PS (DP800) Optimised initiator and solvent
Styrene (4 mL or 3.64 g, 800 equiv.), pre-activated copper wire (5 cm), Ethyl-2-bromopropionate (5.6 µL or 7.8 mg, 1 equiv.) or 2-bromopropionitrile (3.8 µL or 5.8 mg, 1 equiv.), CuBr 2 via a stock solution (0.49 mg, 0.05 equiv.) and either toluene or dioxane (4 mL) were added to a septum sealed vial. The copper wire was wrapped around the stirrer bar and the mixture was subsequently deoxygenated by bubbling with nitrogen for 20 min. PMDETA (3.2 µL, 0.36 equiv.) was then introduced in the vial via a gas-tight syringe and the polymerisation was allowed to commence at 60 ˚C for 36 h. Samples were taken periodically under a nitrogen blanket and passed through a short column of neutral alumina to remove dissolved copper salts prior to analysis by 1 H NMR and SEC. The effect of the type and concentration of ligand It is noted that at lower degrees of polymerization bulk reactions must be stopped at low conversions as control is lost at the threshold in which the polystyrene is no longer soluble in the styrene monomer. Also in a similar manner to the solvated systems, the use of Me 6 TREN at 18% or PMDETA at 36% are optimal, with 36% Me 6 TREN resulting in a significant loss of control and 18% PMDETA resulting in a slower rate of polymerization and a lower conversion. 
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